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@ Exhaust gas purification method and apparatus therefor. 



@ An exhaust gas purification system includes an adsorbent containing an adsorbent eleme nt capable 
of adsorbing hanmful compounds such as hydre>carbon and the like In an exhaust gas and a cata lyst 
containing a catalyst element for lowering the hanmful compounds in the exhaust gas each disposedlh 
the exhaust gas pipe of an internal combustton engine. When an oxidizing gas is added to the exhaust 
gas or amounts of combustion gas and fuel are regulated, for a given period, in the process in which the 
hydrocarbon and the like in the exhaust gas produced at the cold start-up of the internal combustton 
engine are adsorbed by the adsorbent and desort^ed from the adsorbent as a temperature of the 
adsorbent is increased by the exhaust gas, an exhaust gas composftton containing excessive oxygen Is 
provided and the desorbed hydrocartx)n and the like are oxidized on the catalyst With this arrange- 
ment, the harmful compounds in the exhaust gas, in particular, the hydrocart>on and the like produced 
in a large amount at the cold start-up of the engine can be effectively purified. 
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The present invention relates to an exhaust gas purification method and apparatus therefor, and more 
specifically, to an exhaust gas purification method and apparatus therefor capabia of effectively purifying 
harmful compounds present in an exhaust gas, in particular, hydrocarbon and the like produced in a large 
amount at the cold start-up of engine. 

5 In an FTP test (LA-4 mode) effected in correspondence with the intensification of an exhaust gas regu- 

lation In the United States, about 70 to 60 % of hydrocarbon (hereinafter, abbreviated as HC) of the total amount 
thereof emitted In the test is emitted within 140 seconds (within first mode of Bag 1) at the cold start-up of 
engine after engine cranking. During this period, however, since a considerable time is needed before a con- 
ventional three-way catalyst reaches its operation temperature, most of the HC is exhausted without being 

10 purified. 

To solve this problem, there is proposed a technique for disposing an electric heated catalyst (hereinafter, 
referred to as an EHC) and an ad8ort>ent mainly composed of zeolite in an exhaust gas pipe. 

A technique using the EHC is disclosed, for example, in United States Patent No. 5,063,029 for a catalyst 
converter previously filed by the applteant According to this technique, the EHC is energized by a battery pow- 
15 er supply to forcibly and steeply heating a catalyst on a heater or a main catalyst disposed on a downstream 
skle, and thus this technique is very effective to reduce the emission of HC at the cold start-up of engine. 

On the other hand, as a technique using an adsorbent disposed in an exhaust gas pipe, Japanese Patent 
Application Laid-Open No. 75327/1990 discloses an automobile exhaust gas purification apparatus compris- 
ing a catalyst for purifying harmful compounds in an exhaust gas disposed In an exhaust gas system and Y 
20 type zeolite or mordenite disposed upstream of the catalyst, and further Japanese Patent Application Laki- 
Open No. 135126/1990 discloses an automobile exhaust gas purification apparatus comprising an exhaust 
gas purif k^atlon catalyst disposed in an exhaust gas system and an adsort>ent disposed up-stream of the cat- 
alyst, the adsorbent Induding at least one kind of catalyst metal carried at a portion of a monolith carrier coated 
with zeolite. 

25 Further, Japanese Patent Application Lald-Open No. 56247/1990 discloses an exhaust gas purification 
catalyst as a catalyst containing zeolite whksh comprises a first catalyst layer mainly composed of zeolite and 
disposed on a carrier and a second catalyst layer mainly composed of a noble metal catalyst with an oxida- 
tion/reduction ability and disposed on the first catalyst layer. 

Further, EP485179 proposed by the appricant discloses a technique made by combining an EHC and ad- 

30 sorbenL This technique includes a catalyst converter for purifying exhaust gas by the combination of an ad- 
scHbent or adsorisent-catalyst composition coated on a heater or an adsorbent composed of a high-silica zeolite 
having a Si/AI ratio of at least 40 and a catalyst carried by the zeolite and main monolith catalyst and honey- 
comb heater. 

Further, there is devised in SAE Paper No. 920847 a bypass system for disposing a valve upstream of 
35 an adsort^ent as a method of desorbing HC at the stage that a catalyst Is sufficiently activated. 

However, the catalyst converter disclosed in United States Patent No. 5,063,029 has a problem in its sys- 
tem that a dedicated battery must be nnounted and a large current connection cable is needed and thus a cost 
is also expensive. 

Further, although Japanese Patent Application Laid-Open No. 75327/1990 describes that when an ex- 

40 haust gas has a temperature of 300'>C or lower, HC Is adsorbed to the adsorbent in a trapper and when the 
exhaust gas has a temperature exceeding 300'>C, the HC Is desorii>ed from the adsorisent and flows into a 
catalyst converter and purified a catalyst However, a problem arises in that zeolite capable keeping the HC 
up to 300°C is not available now and even CsHg capable of adsort3ing HC at a relatively high temperature vi- 
olently causes the desorption of the HC at 200''C and a catalyst located on a downstream side cannot reaches 

45 an operating temperature(usually 300''C) by the combination of the action of the endothermic heat caused 
by the desorption and the action of the adsori:>ent in the trapper serving as a heat sink, and thus almost all 
the desort)ed HC is exhausted without being purified. 

In the apparatus disclosed in Japanese Patent Application Laid-Open No. 135126/1990, it is described 
that the catalyst carried by the adsorbent is activated even at the stage that HC begins to desorb from the 

50 adsorbent and the catalyst on the downstream side is not sufficiently activated, and thus HC is purified. How- 
ever, the catalyst is very slightly activated at a temperature of about 1 70°C at which the HC begins to desorb, 
and further since an exhaust gas has a composition usually controlled to the vicinity of a stoichiometric point 
of an air/fuel ratio = 14.6 (in a fuel rich region at the cold start-up of engine) by an O2 sensor, the exhaust gas 
is in a substantially rich regk>n (lack of oxygen) when the HC desorbs and causes a decomposition reaction 

55 rather than an oxidation reaction, and thus it cannot be expected that the exhaust gas is activated and thus 
a large amount of unpurif led HC is exhausted. 

Further, although Japanese Patent Applicatk)ns Laid-Open Nos. 75327/1990 and 135126/1990 indicate 
that Y type and mordenite type are preferably as a type of the zeolite r\ainly constituting the adsorbent, these 



2 



EP 0 602 963 A1 

types of zeolite has a poor heat resistance and insufficient durability because the zeolite contains a large 
amount of AI2 O3. 

Further, although the catalyst disclosed in Japanese Patent Application Laid-Open No. 56247/1990 in- 
tends to serve a three-way catalyst having a high purification ability of HC in particular at the cold start-up of 

5 engine and when an air-fuel ratio is in a rich region, a resulting purification ability is not high because the char- 
acteristics atthe cold start-up of engine are not investigated and a specific operation method is not executed. 

Although EP485179 discloses to feed secondary airat a rate of 200 l/min for 50 seconds after engine start- 
up as operating conditions, this is premised on that an EHC is used. However, the use of the EHC itself does 
not solve the above problem caused in the system. 

10 Further, although the apparatus employing the bypass system as disclosed in SAE paper No. 920874 op- 
erates well as to a purification ability, when it Is practically applied, many problems arise in that a system is 
complex, a heat resistant valve in a piping lacks of reliability, and the like. 

Taking the above problems of prior arts into consideration, an object of the present Invention is to provide 
an exhaust gas purification method and apparatus therefor capable of effectively purifying harmful oopd- 

15 pounds present in an exhaust gas, in particular, HC and the like produced in a large amount at the cold start- 
up of engine without the need for a complex system such as an EHC, bypass system and the like. 

According to the present inventbn invention, there is provided an exhaust gas purification method, which 
comprises the steps of; using an exhaust gas purification system Including an adsorbent containing an adsor- 
bent element capable of adsorbing harmful compounds such as hydrocarbon and the like in an exhaust gas 

20 and a catalyst containing a catalyst element for lowering the harmful compounds in the exhaust gas each dis- 
posed in the exhaust gas pipe of an internal combustion engine; and adding an oxidizing gas to the exhaust 
gas or regulating amounts of combustion air and fuel, for a given period, in the process in which the hydro- 
carbon and the like in the exhaust gas produced at the cold start-up of the internal combustion engine are 
adsorbed by the adsorbent and desori^ed from the adsorbent as a temperature of the adsorbent is increased 

25 by the exhaust gas to thereby provide an exhaust gas component containing excessive oxygen whereby the 
desorbed hydrocarbon and the like are oxidized on the catalyst 

Further, according to the present invention, there is provkled an exhaust gas purification method, which 
comprises the steps of: using an exhaust gas purification system Including a catalyst-adsorbent containing an 
adsorbent element capable of adsorbing harnfrful compounds such as hydrocarbon and the like In an exhaust 

30 gas and a catalyst elenrientforlowering the harmful compounds in the exhaust gas and disposed in the exhaust 
gas pipe of an internal combustion engine, and further provided with a catalyst containing a catalyst element 
and disposed in the exhaust gas pipe, when necessary; and adding an oxidizing gas to the exhaust gas or 
regulating amounts of combustion air and fuel, for a given period, in the process in which the hydrocarbon 
and the like in the exhaust gas produced at the cold start-up of the internal combustion engine are adsorbed 

35 by the catalyst-adsorbent and desorbed from the catalyst-adsort>ent as a temperature of the catalyst-adsor- 
bent Is increased by the exhaust gas to thereby provide an exhaust gas component containing excessive oxy- 
gen whereby the desorb^ hydrocarbon and the like are oxidized on the catalyst-adsorbent and on the catalyst 
further provided, when necessary. 

Further, according to the present invention, there provided an exhaust gas purification apparatus, which 

40 comprises an adsorbent containing an adsorisent element capable of adsorbing harmful compounds such as 
hydrocarbon and the like In an exhaust gas, a catalyst containing a catalyst element for lowering the harmful 
compounds In the exhaust gas and an oxidizing gas feed means or a means for regulating anrtounts of cotn- 
bustion air and fuel to provide an exhaust gas component containing excessive oxygen located upstream of 
the adsorbent and/or the catalyst, each of which disposed in the exhaust gas pipe of an internal combustion 

45 engine. 

Further, according to the present invention, there is provided an exhaust gas purification apparatus, which 
comprises a catalyst-adsorbent containing an adsorbent element capable of adsorbing harnnful compounds 
such as hydrocarbon andthe like in an exhaust gas and acatalystelementfor lowering the harmful compounds 
in the exhaust gas, a catalyst containing catalyst element further provided when necessary and an oxidizing 
50 gas feed means or a means for regulating amounts of combustion air and fuel to provide an exhaust gas com- 
ponent containing excessive oxygen located upstream of the catalyst-adsorbent and/or the catalyst, each of 
which disposed in the exhaust gas pipe of an internal combustion engine. 

Note, in the present invention, the oxidizing gas Includes a fluid and the like containing ozone and Oz" in 
addition to secondary air. 
55 Embodiments of the invention are described below by way of non-li mitatlve example. 

Figure 1 is a diagram showing an example of arrangement of an exhaust gas purification apparatus ac- 
cording to the present invention; 

Figure 2 is a diagram showing an example of arrangement of an exhaust gas purification apparatus ac- 
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cording to the present invention; 

Figure 3 is a diagram showing an example of arrangement of an exhaust gas purification apparatus ac- 
cording to the present invention; 

Figure 4 is a diagram showing an example of arrangement of an exhaust gas purification apparatus ac- 
5 cording to the present invention; 

Figure 5 is a diagram showing an example of arrangement of an exhaust gas purification apparatus ac- 
cording to the present invention; 

Figure 6 is a graph showing values of HC emitted at respective cold start-up of engine and changing as 
time elapsed which were obtained as a result of an FTP test performed by using an adsorbent composed 
10 of a cordierlte carrier and a zeolite component coated thereon; 

Figure 7 Is a graph showing values of HC emitted at respective cold start-up of engine and changing as 
time elapsed which were obtained as a result of Example 3 and Comparative Example 3. 
Figure 8 is a graph showing accumulated values of HC emitted at respective cold start-up of engine and 
changing as tinr^ elapsed which were obtained as a result of Example 3 and Comparative Example 3. 

15 

Embodinfients 

The structure of the adsorbent, catalyst and catalyst-adsorbent used in an exhaust gas purification meth- 
od and apparatus therefor of the present invention Is not specifically limited, and any of a bead, pellet, hon - 

20 e ycomb, ring and the like may be arbitrarily used. From the view point of a pressure loss and resistance to 
thermal shock, a h oneycomb structure co mposed p fcordierite orferrfte type stainless steel having a cata lyst 
elernent and/or adsortwnt element coated theraon Is prefe rably used. Since a catalyst reaction and absorption 
are effected at a relatively high speed, when the honeycomtTstructure Is used, its geometrical surface area 
must be increased, and thus it preferably has a cell density ofat least 100 cells/in^. 

25 Note, o ne or a plurality of the honeyccanb structures may be used as a carrie r and one a plurality of the 
honeycomb structures having the catalyst element and/or adsorbent element coated thereon are disposed in 
an exhaust gas pipe In the state that they are held in a can body to operate as an exhaust gas purification 
apparatus. 

Examples of a nriode for carrying the catalyst element and absorption element when the honeycomb struc- 
30 \ ture Is used as a carrier will be described below: 

(1) a catalyst element and absorption element are carried by a sjn gle honeycomb ca rrier In coexistence; 

(2) a catalyst element and an absorption element are respe ctively carried upstream and downstre am of 
a honeycom^^ or vice versa; 

, (3) catalyst elements are carried upstream of a plurality of honeycomb carriers and absorption elements 
35 are carried downstream thereof, and vice versa; and(4) a catalyst element and absorption element are 
carried by a plurality of honeycomb carriers by using the methods (1) and (2). 

Among the atx>ve methods, the method (1) in whteh the catalyst element and at)sorption element coexist 
is preferable because when HC and the like are desorbed, they can be smoothly purified by the catalyst ele- 
ment. 

40 Although z eolite, activated charcoa l and the like are available as the absorption element capable of ad- 
sorbing harmful compounds such as HC and the like, a heat resistance ofat least 500^C Is needed to dispose 
an adsorbent in an exhaust gas system, and thus zeolite is preferably used. 

Zeolite may be any of a natural product and synthetic product and Its kind is not particularly specified, 
but preferably used Is zeolite containing Si02/Al203 with a mde ratio ofat least 20 and more preferably at least 
45 80 from the view point of heat resistance, durability and hydrophobic property. More specifically, Z SM-5, US Y, 
p -zeolite, sllicalite, metallosilicate and the l ike can be preferably used. 

Further, not only one kind of zeolite but also several kinds thereof may be used in combination. For ex- 
ample, ZMS-5 having relatively fine micro pores of about 0.55 nm is advantageous far the absorption of small 
molecules such as propene and the like, whereas it is disadvantageous for the absorptton of large molecules 
so such as toluene and xylene. On the other hand, USY having relatively large micro pores of about 0.74 nm is 
disadvantageous for the absorption of small molecules such as propene and the like, whereas it is advanta- 
geous for the absorption of large molecules such as toluene, xylene and the like. Therefore, it Is one of pre- 
ferable methods to coat the honeycomb structure with the mbcture of ZSM-5 and USY. Further, ZSM-5 and 
t USY may be separately carried against a gas flow, and in this case ZSM-5 is preferably carried on an upstream 
S5 I side because it can keep its absorption ability up to a relatively high temperature of 150^C. 

On the other hand, p-zeolite is a preferable adsorbent because it has bimodal fine pores of about 0.55 
nm and 0.70 nm and can adsorb both of small molecules and large molecules relatively well. 

As described above, preferable absorption characteristics can be obtained by arbitrarily combining p-zeo- 
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lite or ZSM-5 and USY and further p-zeolite. ZSM-5 and USY. 

Note, although zeolite may be independently used as the absorption elem ent, it is preferable to carryjone 
or more kinds of n oble metals such as R. Pd, Rh and the like thereof to control coking occurred in parallel 
with the absorption of HC and the like, whereby the absorption element can be regenerated without lowering 
6 the absorption ability of the zeolite. 

Pd is preferabl y used as the noble metal carried into zeolite because it is cheapest and has a high regen- 
erating ability. An ion exchange method is preferable as a method of carrying the noble metal from the view 
pointof a thermal stability. Further, an a mount of t h e noble metal to be carried is prefBrably 5-40 g/ft^ (i n a 
honeycomb volume) from the view point of cost and regenerating ability. When zeolite is carried on the hon- 
10 eycomb structure, an inorg anic binder of AI9O3 or Si02 may be contained in an amount of 5 - 2 0 wt%, when 
necessary. With this arrangement, the zeolite can be strongly carried without lowering an absorption capacity 
to HC and the like. 

As described above, when the noble metal is carried on the zeolite, a catalyst element and absorption ele- 
ment coexist because the noble metal not only has an ability for regenerating the zeolite but also acts as a 
15 catalyst. Since, however, the noble metal in the zeolite is liable to sinter and lacks of durability as the catalyst, 
the present invention arranges a catalyst-adsorbent by separately adding a durable catalyst element or dis- 
poses a honeycomb structure and the like on which a catalyst element is carried as a catalyst. 

Although the catalyst element included in the catal vst-adsorbent or catah gtmav contain at least one kind 
of metal selected from Group VIII elements, V , Cr, Mn, Cu, Mo, Ag, W, Re and Au and preferably contains at 
20 I least one kind of a noble metal such as Pt, Pd, Rh and the like eo that the catalyst-adsorbent or catalyst light- 
—A off at a loj y temperature of^^ ^)20fl°C when HC and the like are desorbed. Any one of the catalyst-adsorbent 
^ and catalyst In the exhaust gas purification system preferably contains Rh from the view point of the usual 
activity at a high temperature and, in particular, an ability for purifying NOx. On the other hand, any one of 
the catalyst-adsorbent and catalyst preferably contains Pd to improve the low temperature light-off perfor- 
25 mance of an exhaust gas containing excessive^ygen. Note, these n oble metals are used by being carried 
on a heat resistant oxide such as AlaOa , SiOa , ( 7102), ZrOa or the like or composite oxide thereof. In particular, 
when At^Os with a specific surface area or 100 rrv^/g or more is used, the noble metal Is highly dispersedly 
carried and thus preferable because the low temperature light-off performance and heat resistance thereof 
are improved. 

30 Further, the heat resistant oxide Is preferably added with 5-30 wt% of oxide having an oxygen storing 
ability such as Ce02, La203 - Zr02 or the like because the usual activity thereof is improved by It. 

A total amount the carried noble metal in the catalyst-adsorbent or catalyst I s 20- 130 g/ft^ and an amountt^ 
of carried Rh is preferably In the range of from 2 to 30 g/ft^. 

One of the most preferable examples of the catalyst-adsorbent is a layer-type catalyst-adsorbent com- 
35 posed of a honeycomb structure having a surface layer coated with a first layer of a high-silica containing 
zeolite such as 2SM-5, USY, p-zeolite or the like with a noble metal carried thereon and a second layer conrv 
posed of composite oxide of AI2 Q3 - Ce02 with a noble metal carried thereon and coated on the first layer. 

In this layer type catalyst-adsorbent, the AI2 O3 mainly constituting the second layer serves as a predryer 
for selectively adsorbing H2O contained in an exhaust gas at the cold start-up of engine and increases the 
40 absorption of HC and the like executed by the first layer. In addition, as the temperature of the exhaust gas 
is increased, the catalyst-adsorbent Is heated from the second layer containing the catalyst element on the 
surface layer side, and thus when the HC and the like adsorbed by the zeolite component of the first layer 
are desorbed, the catalyst of the second layer suitably acts. When the HC and the like are desorbed, It is in- 
dispensable that an oxidizing gas is added or an exhaust gas composition containing excessive oxygen is pro- 
45 vided by adjusting amounts of combustion air and fuel, as described later, which greatly improves the action 
of the second layer as a catalyst. 

Note, even a honeycomb structure having a catalyst element on which a noble metal is carried and a zeolite 
component each carried thereon in a mixed state in stead of being formed to layers acts fairly well. 

A weightratio of the zeolite component to the catalystelement is 50 - 85 : 1 5 - 50 and the zeolite component 
50 is preferably oontained In a larger amount An anr^ount of the zeolite component carried by the honeycomb 
structure is in the range of 0.05 - 0.25 g/cc and an amount of the catalyst element carried by the honeycomb 
structure is in the range of 0.02 - 0.20 g/ca 

Next, an arrangement of the exhaust gas purification apparatus according to the present invention will 
be described with reference to the drawings. 
55 Figure 1 shows an example of the apparatus including an adsorbent, catalyst, and oxidizing gas feed 

means. Since the adsoriient lacks of an ability for purifying desorbed HC and the like, the catalyst must be 
disposed downstream thereof. The oxidizing gas feed means is disposed upwardly of the adsorbent and/or 
catalyst. Although HC and the like produced in a large amount at the cold start-up of engine are adsorbed by 
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the adsorbent once and then begin to desorb as the temperature of an exhaust gas is increased, an oxidizing 
gas is fed at this time and the exhaust gas is made to a composition containing excessive oxygen, and thus 
the catalyst exhibits an excellent purifying performance. Note, sin ce the catalyst spaced excessivel y^part 
from the adsorbent causes a l arge heat los s, It is preferably located as near to the adsorbent as possible. An 

6 air pump or the'lil^ispreferably used as the oxidizing gas feed means. 

One of preferable examples to which the apparatus of Figure 1 is applied is the one having a relatively 
small catalyst further disposed upstream of the adsorbent, as shown in Figure 2. In this case, the temperature 
of an upper most-stream catalyst I is increase d mom quickly than that ofjhe^atalyst II and lighted-off first under 
the existence of the oxidizing gas and, as a result, the desorption of HC and the like from the adsorbent is 

10 accelerated, wherein the light-off of the catalyst II is more accelerated by the heat produced by the oxidization 
of the HC and CO contained In the exhaust gas as compared with the apparatus shown in Figure 1 so that 
the desorbed HC and the like can be purified by the catalyst II. Note, the oxidizing gas' feed means is preferably 
located on the uppermost-stream side. Further, even if any one of the arrangements shown In Figures 1 and 
2 is employed, it is preferable to contain Rh in any of the catalysts as a catalyst element to maintain a three- 

is way reaction at a high temperature. 

Although the apparatus shown in Figure 3 basically belongs to the same example as that shown in Figure 
1, this apparatus is used to propose another apparatus for obtaining an exhaust gas composition containing 
excessive oxygen, wherein an amount of flow of combustion air is read by an air flow sensor and an amount 
of fuel to be supplied is controlled by a computer through a fuel regulation unit so that an exhaust gas com- 

20 position, for example, on a lean side is obtained for a given period. 

Figure 4 shows an example in which only a catalyst-adsorbent is disposed in an exhaust gas pipe. HC and 
the like produced at the cold start-up of engine are adsorbed once by the catalyst element of the catalyst-ad- 
sorbent and begin to desorb as the temperature of an exhaust gas is increased. Since, however, an oxidizing 
gas is fed at this time, the catalyst element of the catalyst-adsorbent sufficiently acts and exhibits a preferable 

25 purification ability. Note, Rh is preferably contained as a catalyst element of the catalyst-adsorbent from the 
view point of the ability for purifying NOx and Pd is preferably contained as a catalyst element thereof from 

the view point of light-off at a low temperature 

Although the catalyst-adsorbent ^ a y be arbitrarily locatedlat any position in the exhaust gas pj pe, it is 
preferablyjo cated at a position relatively near to an engine exhaust port. When the catalyst-adsort^ent is lo- 

30 cated near to the engine exhaust port, an amount of absorption of HC and the like \s reduced and they begin ^ 
to desorfo in a relatively short time, whereas the catalyst is also lighted-off in a short time. On the contrary, 
when the cat alyst-adsort)ent is located apart from the engine exhaust port such as, for example, under a jjoor, j 
an annount of absorption of HC and the like is increased and they are desorised for a long tinrte and further 
the catalyst acts with a considerable delay. With the feed of the oxidizing gas at the time when HC and the 

35 like desorb, the composition of an exhaust gas shift to a lean side and an emission of NOx deteriorated, and 
thus the oxidizing gas must be fed in a period as short as possible. Therefore, a process for absorption, des- 
orption and reaction is preferably completed at the cold start-up of engine when an engine is cooled with a 
less amount of emission of NOx ^nd thus the catalyst-adsorbent is preferably located relatively near to the en- 
gine exhaust port. 

40 As a standard, a mounting position is preferably such a position where absorption is completed within 140 
seconds of Bag 1 (within first mode of Bag 1) and further almost all of HC and the like desorb, when, for ex- 
ample, a honeycomb structure coated only with an absorption element is disposed in an exhaust gas pipe and 
an absorption/desorption curve is measured by preforming an FTP test. 

A catalyst may be also disposed downstream of a catalyst-adsorbent when necessary as shown in Figure 

45 5 as an example to which the apparatus shown in Figure 4 is applied. In this case, although the position where 
the oxidizing gas is fed is disposed upstream of the catalyst-adsorbent and/or catalyst, it is preferably disposed 
at the uppermost-stream side from the view point of activating the catalyst-adsort^ent and catalyst in a shortest 
possible time. With the arrangement shown in Figure 5, an area including the catalyst element is increased 
as compared with that shown in Figure 4, and further even if HC and the like desorbed by the catalyst-adsor- 

50 bent are not partially purified, they are purified by the catalyst on the downstream side, and thus this arrange- 
ment more preferable. Note, it is preferable from the view point of an ability for purifying NOx ^ny one of 
the catalyst-adsorbent and catalyst to contain Rh as a catalyst element, and further it is preferable from the 
view point of the light-off at a low temperature for any one of them to contain Pd. 

Further, as shown in Figure 2, it is also effective to dispose the additional relatively small catalyst upstream 

55 of the catalyst-adsorbent Further, since the catalyst-adsorbent contains the catalyst element, the provision 
thereof at a downstream end will exhibit an effect to a certain degree. 

In the exhaust gas purif icatbn method according to the present invention, it is important to start the feed 
of an oxidizing gas prior to the desorption of HC and the like from the adsorbent or catalyst-adsorbent. When 
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the adsorbent or catalyst-adsorbent is disposed, for example, in the vicinity of an engine exhaust port, i.e., at 
the position of a manifold in an FTP test performed at a normal temperature (25°C), since HQ and the like 
begin to desorb in about 30 - 40 seconds, it suffices to feed the oxidizing gas prior to the occurrence of the 
desorption. The effect of the feed is not changed even If the feed of the oxidizing gas begins substantially at 

5 the same time as engine cranking. 

Further, the feed of the oxidizing gas is essentially stopped within the completion of the desorptton of HC 
from the adsorbent or catalyst-adsorbent. In this case, the feed of the oxidizing gas may be stopped before 
the completion of the desorption of HC, taking its rebound to the emission of NOx. Preferably the feed of the 
oxidizing gas Is stopped within onecycleof acceleration/deceleration of Bag 1, i.e., within 140 seconds, taking 

10 its rebound to the emission of NOx. Further, it is more preferable to stop the feed of the oxidizing gas after an 
O2 sensor is operated and t>efore a feedback control is carried out. 

On the other hand, when the FTP test is performed at a very low temperature (-7''C), the desorptbn of 
HC and the like from the adsort)ent or catalyst-adsorbent is greatly delayed as compared with the desorption 
occurred in the FTP test performed at the normal temperature. Therefore, It is a standard that the feed the 

16 oxidizing gas begins within 80 seconds after engine cranking and is stopped within 280 seconds after the en- 
gine cranking. 

Note, an oxidizing gas feed hole is preferably located downstream of the O2 sensor. Although different 
depending upon an engine capacity and a type of the engine, a give amount or variable amount of the oxidizing 
gas is fed so that an air/fuel ratk> of 14.0 or more (a weak reduction side) is achieved or preferably the air/ fuel 

20 ratio Is shifted to a lean side of 14.6 - 19.0 (an oxidizing skle from a stoichiometric point). 

The same effect can be also obtained by an engine operation method, that Is, a method of obtaining an 
exhaust gas composition including excessive oxygen by adjusting amounts of combustion air and fuel, In ad- 
dition to the method of feeding the oxidizing gas. The engine operatbn method includes, for example, a method 
of feeding an amount of fuel a little less than a theoretical anrKHint with respect to an amount of air sensed 

25 through an air flow sensor or the like by an open loop control (without using an O2 sensor) after an engine is 
ignited; a method of controlling an amount of fuel, for example, to a lean side by a computer for a give period 
by using the O2 sensor; and further a method of controlling an amount of fuel to a lean side for a given period 
by using a PEGO sensor or the like by which an output from the sensor is linearly changed depending upon 
an air/fuel ratio. 

30 When the engine is United, a fuel rich state can achieved from a view point of operability, and thus a device 
capable of controlling the composition of an exhaust gas by using these methods is needed in addition to a 
usual system. Although the method of controlling the composition of an exhaust gas by using a sensor is ex- 
cellent in accuracy, the warming-up of the sensor itself takes a long time. Although this problem Is considerably 
improved by the employment of a sensor with a heater or the like, the feed of the oxidizing gas or the employ- 
es ment of a control device other than the sensor is preferable to obtain an exhaust gas composition containing 
excessive oxygen relatively earlier after engine cranking. Further, it is one of preferable methods to use the 
method of feeding an oxidizing gas and the method of controlling the amounts of combustion air and fuel at 
the same time to obtain an exhaust gas composition containing excessive oxygen. 

Note, the exhaust gas composition containing excessive oxygen described here means a composition 
40 shifted to an oxygen excessive side with respect to the composition of an exhaust gas obtained at the cold 
start-up of a usual engine not provided with a specific control means. To describe more speciftcally by using 
a vehicle provided with a gasoline engine as an example, an air/fuel ratio of 14.0 or more (a weak reduction 
side) is achieved or the air/fuel ratio is preferably shifted to a lean skle of 14.6 - 19.0 (an oxidizing side from 
a stoichiometric point). The oxidizing ability of the catalyst-adsorbent and/or catalyst is greatly activated by 
45 the shift to the lean side as described above. Note, when reformulated gasoline and methanol are used as 
fuel, the theoretical air/fuel ratio thereof Is changed. Thus, in this case, the air/fuel ratio of these fuels is pre- 
ferably shifted to a lean side so that the same value as above is achieved by converting aforesaid air/fuel ratio 
by a stoichiometric ratio A,. 

Although the present invention will be described in more detail with reference to examples, it is not limited 
50 thereto. 

Example 1: 

[Preparation of Adsortients] 

55 

First, two kinds of powder made by PQ Corporation, ZSM-5 {SlOJMzO^ , mole ratio = 280) and USY 
(SiOz^AlaOa , mol ratio: = 100) were added with an aqueous solution containing (NH3 )4PdCl2 , kept at a tem- 
perature 60 - 90''C, and then subjected to an ion exchange while stirred. Afterthe ion exchange, the two kinds 
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of powder were dried, and calcined at 500°C once to obtain two kinds of zeolite powder each containing Pd. 
The resulting two kinds of powder were added with water and AI2 O3 sol in an annount of 5% when converted 
to oxide and further added with a slight anrtount of acetic acid and ground in a wet state for 1 5 hours to obtain 
two kinds of slurry to be carried. 

5 Next, two cordlerite carriers (5.66 inches dia., 6 mil/400 cpi^, 1 .2 liter) were immersed in the resulting two 

kinds of slurry to carry the same in an amount of 0.1 5 g/cc, followed by drying and fired at 500°C. An adsorbent 
A by which Pd-ZSM-5 was carried and an adsorbent B by which Pd-USY was carried were obtained in the 
above processes. Note, Pd was carried in an amount of 10 gfft^ by both of the adsorbents A and B. The ad- 
sorbent A was held upstream of a can body and the adsorbent B was held downstream thereof and these ad- 

10 sorbents were evaluated as follows. 

[Evaluation of Adsorbents] 

An in-line 4 type test vehicle with a displacement of 2000 cc was used and the aforesaid adsorbents (2.4 
16 liters in total) were set at the position apart from an engine exhaust port by 350 mm and an FTP test was per- 
formed. 

Figure 6 shows amounts of HC emitted at the cold start-up of engine and changing as time elapsed which 
were obtained by the present test. Note, the results obtained by using a cordlerite carrier of 2.4 liters not coated 
with an adsorbent are also shown in Figure 6 far ccHnparison. 
20 The undermentioned is apparent from Figure 6: 

(1) HC is adsorbed by the ad&ort)ents for about 40 seconds after engine cranking and thereafter shifts 
to desorption; 

(2) an amount of emission from the adsorbents Is smaller than an amount of emission from the cordlerite 
carrier up to the point where the emission curve of the cmiierite carrier intersects the emission curve of 

25 the adsorbents, that is, for 70 seconds and thus the adsorbents effectively acts for this period; and 

(3) the desorption of HC reaches to a peak after about 110 seconds and a considerable anriount of HC is 
desorbed within 140 seconds. 

[Preparation of Catalyst] 

30 

Commercially available Y-AI2O3 with a specific surface area of 200 m^/g was added with cerium acetate 
and cerium oxide in an amount of 30 wt% when converted to oxide and ground in a wet state, followed by drying 
and calcining at 550^C to obtain a composite oxide of AI2 03 Ce02 . Noble metals Pi and Rh were I mpregnated 
into the resulting composite oxide, respectively by using aqueous sdutions containing H2PtCl6, Rh(N03 )$, fol- 

35 lowed by drying and firing at 500°C to obtain two kinds of noble metal carrying AI2 O3 •Ce02 powder. Further, 
water and acetic acid each in a suitable amount were independently added to the two kinds of the noble metal 
carrying AI2 03 Ce02 powder. Then, the R carrying AI2 O3 • CeP2 powder in an amount of 0.15 g/cc was first 
carried by a cordlerite carrier (5.66 inch dia., 6 mil/400 cpi^, 1.7 liters) as a first catalyst layer, then the Rh 
carrying Al203 Ce02 powder in an amount of 0.05 g/cc was coated on and carried by the first catalyst layer 

40 as a second catalyst layer and finally they were fired at 500^C to prepare a catalyst. Note, these noble metals 
were carried by the catalyst in an amount of 40 g/ft^ (Pt/Rh = 1/5). 

Purification System and Evaluation] 

45 A test vehicle was used in the same way as the evaluation of the adsorbents and the aforesaid adsorbents 
(2.4 1 Iters in total) were set at the position apart from an engine exhaust port by 350 mm and further the afore- 
said catalyst was set at the position apart from the engine exhaust port by 850 mm so that the catalyst was 
located relatively adjacent to the adsorbents. Secondary air was fed from the position 100 mm upstream of 
the adsorbents by an air pump at a rate of 160 l/min for 100 seconds after engine cranking, and then the FTP 

so test was performed. Note, although an air-fuel ratio exhibited a value of 12.5 - 13. 5 before the feed of the 
secondary air, it exhibited a value of 15.0 - 17.5 after the fe^ of the secondary air. Table 1 shows resulting 
emission values. 

Comparative Example 1: 

55 

[Purification System and Evaluation] 

Evaluation was performed by using the same purification system as that of Example 1 without the feed 
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of secondary air. Table 1 shows resulting emission values. 

Example 2: 

5 [Preparation of Catalyst-Adsorbent] 

A catalyst-adsorbent composed of a first layer (inner layer) containing a zeolite component exhibiting a 
HC absorption ability and a second layer (surfece layer) containing a catalyst element exhibiting an ability as 
a three-way catalyst was prepared by causing the catalyst element to be carried by the adsorbents A and B 

10 shown in Example 1 in the following procedure. 

First, commercially available y-Al203 with a specific surface area of 200 nrV^/g was added with cerium acet- 
ate and cerium oxide in an amount of 30 wt% when converted to oxide and ground in a wet state, followed by 
drying and calcining at 550''C to obtain Y-AI2 O3 CeOa composite oxide. Noble metals Pt, Rh and Pd were Im- 
pregnated into the resulting composite oxide, respectively, by using aqueous solutions containing HaPtCle , 

15 Rh(N03 )3 , and (NH4 )3PdCl2 , followed by drying and firing at 500°C to obtain three kinds of noble metal car- 
rying AI2 O3 'Ce02 powder. Further, a slight anwunt of water and acetic acid were added to the three kinds of 
the noble metal carrying AI2O3 -Ce02 powder to prepare three kinds of slurry to be carried. The above adsor- 
bents A and B were imnrtersed into the slurry to carry 0.05 g/cc of the catalyst element to the surface layer 
thereof, followed by drying and firing at 500°C to obtain a catalyst-adsorbent The noble metals as the catalyst 

20 elements were carried in a total amount of«^0j^^t a ratio of R : Pd : Rh = 2 : 3 : 1. (Note, the catalyst-ad- 
sorbent as a whole carried the noble metals m an amount of 50 g/ft^.) 

Purification System and Evaluation] 

25 Only the above catalyst-adsorbent was set to the same position as that of Example 1 (a catalyst was not 
provided on a downstream side) and evaluated by the same method as that of Example 1. Table 1 shows re- 
sulting emission values. 

Example 3: 

30 

[Purification System and Evaluation] 

The same catalyst-adsorbent as that of Example 2 was used in place of the adsorbent of Example 1 and 
evaluation was performed by the same method as that of Example 1 (a catalyst was provided on a downstream 
35 side). Table 1 shows the emission values, Figure 7 shows anrraunts of HC changing as time elapsed, and Figure 
8 shows Integrated emission values at the cold start-up of engine in this case, respectively. 

Example 4: 

40 The FTP test was performed by using the same purification system as that of Example 1 and starting the 
feed of secondary air at 20 seconds after engine cranking. 

Note, the feed of the secondary air was stopped in 1 00 seconds after the engine cranking and thus it was 
fed for 80 seconds. Table 1 shows resulting emission values. 

45 Example 5: 

[Purification System and Evaluation] 

The same purification system as that of Example 3 was used, an amount of combustion was sensed by 
50 a mass flow sensor and an adjustment was executed so that operation was carried out by shifting an air/fuel 
ratio to a lean side for 100 seconds at 20 seconds after engine cranking. Note, the air/fuel ratio exhibited a 
value 14.6 - 15.2 during this period. Table 1 shows resulting emission values. 

Comparative Example 2: 

55 

[Purification System and Evaluation] 

Evaluation was performed by using the same purification system as that of Example 3 without feeding 
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secondary air and without employing any particular processing for shifting a value of the air/fuel ratio to a 
lean side. Table 1 shows resulting eniission values. 

Comparative Example 3: 

6 

[Purification System and Evaluation] 

Evaluation was performed by the same way as that of Example 3 except that a three-way catalyst of 2.41 
(not containing a zeolite component) was used in place of the catalyst-adsorbent to confirm a catalyst volume 
10 increasing effect Note, the three-way catalyst was prepared in the same way as that of Examples so that noble 
metals were carried in a total amount of 40 g/ft^ at a ratio of Ft : Pd : Rh = 2 : 3: 1 with an amount of a carried 
wash coat of 0.20 g/cc. Figures 7 and 6 and Table 1 show the result of the evaluation. 



Table 1 



IS 






FTP Total Emission (g/M) 


CO 


HC 








1 


0.38 


0.070 


0.20 


20 
















2 


0.32 


0.064 


0.19 




Example 


3 


0.26 


0.052 


0.17 






4 


0.27 


0.053 


0.17 


25 




5 


0.33 


0.055 


0.16 






1 


2.15 


0.185 


0.19 




Comparative Example 


2 


1.93 


0.151 


0.14 


30 




3 


0.40 


0.080 


0.21 



It can be found from Table 1 that the total emissions of HC in Examples, in which secondary air was added 
to the purification systems as an oxidizing gas or operation was adjusted so that a value of the air/fuel ratio 
was shifted to a lean side, were greatly reduced to about one third those of Comparative Examples 1 and 2 

35 in which no secondary air was added to the purification systems and no particular processing was employed 
to shift a value of the air-fuel ratio to the lean side. Further, the amounts of HC in Examples were reduced 
even compared with that of Comparative example 3 in which secondary air was fed to the three-way catalyst 
having the same volume as that of the catalyst-adsorbent in place thereof, and thus it can be found that the 
combination of the exhaust gas purification system of the present invention and the feed of secondary air (ad- 

40 dition of an oxidizing gas) is very effective to remove HC at the cold start-up of engine. Further, the emission 
of CO is also greatly reduced in Examples. On the other hand, although NOx is a little deteriorated by the feed 
of the secondary air, the ratio thereof is very low and the three kinds of the components in an exhaust gas 
exhibit a good emission. 

With reference to Figures 7 and 8, from the fact that an emission of HC at the cold start-up of engine in 
45 Example 3 exhibits the same exhaust amount as that of the adsorbent for 0-35 seconds after cranking, it 
can be found that absorption is quickly proceeded by the first layer composed of the zeolite component during 
this period and thereafter the second layer composed of the three-way catalyst element is oxidized to effec- 
tively act to the desorption of HC. 

so 

Claims 

1. A method for purifying an exhaust gas, using an exhaust gas purification system including: 

an adsorbent containing an adsort)ent element capable of adsorbing harmful compounds in 
55 an exhaust gas; and 

a catalyst containing a catalyst element for lowering said harmful compounds in said exhaust 

gas, 

each disposed in the exhaust gas pipe of an internal combustion engine, 
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characterized in that 

an oxidizing gas is added to said exhaust gas or 

amounts of combustion air and fuel are reglutated for a given period in the process in which 
said harmful compounds in said exhaust gas produced at the cold start-up of said Internal combustion 
5 engine are adsorbed by said adsorbent and desorbed from said adsorbent as a temperature of said ad- 

sorbent is increased by said exhaust gas to thereby provide an exhaust gas component containing ex- 
cessive oxygen whereby said desort>ed harmful compounds are oxidized on said catalyst 

2. A method for purifying an exhaust gas, using an exhaust gas purification system including catalyst-ad- 
10 sorbent comprising: 

a catalyst-adsorbent containing an adsorbent element capable of adsorbing harmful com- 
pounds in an exhaust gas; and 

a catalyst element for lowering said harmful compounds in said exhaust gas, 
each disposed in the exhaust gas pipe of an internal combustion engine, 
IS characterized in that 

an oxidizing gas is added to said exhaust gas or anraunts of combustion air and fuel are 
regulated fora given period in the process in which said harmful compounds in said exhaust gas produced 
at the cold start-up of said internal combustion engine are adsorbed by said catalyst-adsorbent and des- 
orbed from said catalyst-adsorbent as a temperature of said catalyst-adsort}ent is increased by said ex- 
20 haust gas to thereby provide an exhaust gas component containing excessive oxygen whereby said des- 

orbed harmful compounds are oxidized on said catalyst-adsorbent 

3. A method for purifying an exhaust gas according to daim 2, wherein said exhaust gas purification system 
further comprises a catalyst containing a catalyst element whereby said desorbed harmful compounds 

25 are oxidized on said catalyst-adsori^ent and said catalyst 

4. A method for purifying an exhaust gas according to any one of claims 1 to 3, wherein said oxidizing gas 
is added or amounts of combustion air and fuel are regulated substantially at the same time as the start 
of said internal combustion engine or prior to the desorption of said harmful compounds from said ad- 
sorbent or said said catalyst-adsorbent 

30 

5. A method for purifying an exhaust gas according to any one of clainDS 1 to 4, wherein said exhaust gas 
composition containing excessive oxygen is shifted to an excessive air side from an stoichiometric point 

6. A method for purifying an exhaust gas according to any one of claims 1 to 5, wherein the adsorbing ele- 
ment contained in said adsorbent or said catalyst-adsorbent is mainly composed of zeolite. 

7. A method for purifying an exhaust gas according to anyone of daims 1 or 6, wherein said catalyst element 
contained in said catalyst or said catalyst-absorbent contains at least one kind of metal selected from 
Group VIII elements, V, Cr, Mn, Cu, Mo, Ag, W, Re and Au. 

40 

8. An apparatus for purifying an exhaust gas, comprising: 

an adsorbent containing an adswbent elenr^nt capable of adsorbing harnrtf ul compounds In an ex- 
haust gas; 

a catalyst containing a catalyst element for lowering said harmful compounds in said exhaust gas; 

45 and 

a means for feeding an oxidizing gas or a means for obtaining an exhaust gas composition con- 
taining excessive oxygen by regulating amounts of combustion air and fuel, this means acting upstream 
of said adsorbent and/or said catalyst to provide an exhaust gas component containing excessive oxygen, 

said adsorbent and catalyst being in the exhaust gas pipe of an internal combustion engine. 

50 

9. An apparatus for purifying an exhaust gas, comprising: 

a catalyst- adsorbent containing an adsorbent element capable of adsorbing harnnful compounds 
in an exhaust gas, and 

a means for feeding an oxidizing gas or a means for regulating antounts of combustion air and fuel, 
55 acting upstream of said catalyst-adsorbent to provide an exhaust gas component containing excessive 

oxygen, 

said catalyst-adsorbent being in the exhaust gas pipe of an internal combustion engine. 
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10. An apparatus for purifying an exhaust gas according to daim 9, further comprising a catalyst containing 
a catalyst element, said catalyst and/or said catalyst-adsorbent being downstream of the means for feed- 
ing an oxidizing gas or the means for regulating amounts of combustion air and fuel. 
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Fig. 4 
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Fig. 6 
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